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N-Methylamides , their preparation and intermediates therefor and 
control of pests therewith 

5 ABSTRACT OF THE DISCLOSURE: 

M-Methylamides of the formula I, 



15 



30 



I 



Am 



CH3 " 



where 

20 R is Ci-Cj-alkyl or cyclopropyl, 

A is hydrogen^ halogen, cyano, nitro, alkyl, cycloalJcyl/ 
ORi, cycloalkyloxy , haloalkyl, haloall«yloxy , alkenyl, al 
kenylo^Q^/ alkynyl^ alkoxyallQ^l/ cyanoalkyl, nitroalkyl, 
25 phenyl, phenoxy, C(0)R^ C02Ri« C(0)NRiR^ C(S)NR^R2, 

NR1R2, NRlC<0>R2, MR^COzR^t OC(0>R^ SR^ S(0)Rl, S(0)2R^ 
-C(Ri)«NR2, -NaCR^R^, 



C SSNOR^ 

I , 

Xn— R2 



where R^^ R^ and R^ are hydrogen or Ci-Ce-alkyl and X is 
S't 0 or NR3 and n is 0 or 1 or two of the groups A^ in 
adjacent positions may together be -CH=ch-cHs=ch- and 



m is 1, 2 or 3, 



and fungicides containing these coinpounds. 



45 
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N-Me thy 1 amides, their preparation and intermediates therefor and 
control of pests therewith 

5 The present invention relates to novel N-methylamides, processes 
and intermediates for their preparation and processes for con- 
trolling pests, in particular fiangi, insects, nematodes and spi- 
der mites, using these compounds. 

10 It is knovn to use substituted N-methyleunides as pesticides (cf • 
EP 463 488« EP 398 692). However, their action is unsatisfactory. 
It has surprisingly been found that M-methylamides of the general 
formula I 




I 



have an excellent f\jingicidal# inseccicidal, nematicidal and aca- 
25 ricidal action which is better than that of the known N-mettx^la- 
mides » 

The fungicidal action is preferred. 

30 The radicals mentioned under the general foxrmula X can have, for 
example, the following meanings: 

R 

can be Ci-C3-al3«yl (eg. methyl, ethyX# n- or isopropyl) or cyclo- 
35 propyl, 

A 

can be identical or different and is h/drogen, halogen (eg. flue-* 
rine, chlorine, bromine or iodine), cyano/ nitro, Ci-Ce-alkyl (eg. 
40 methyl, ethyl, n-- or isopropyl, n-, iso-, sec- or tert-butyl, n- 
pentyl, neopentyl, tert-pentyl or hexyl) , 

or Cj-Ce-^cycloalJori (eg. cyclopropyl, cyclobutyl, cyclopentyl or 
cyclohexyl) , 

45 
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(eg. hydroxyl/ methoxy, ethoxy, n-propoxy, isopropoxy, n-, iso-, 
sec- or tert-butoxy, n-pentoxy, tert-pentoxy, neopentoxy or n- 
hexoxy) , 

5 

C3-C6^cycloalkoxy (eg. cyclopropoxy * cyclobutoxy, cyclopentoxy or 
cyclohexoxy) , 

Ci-Cs-haloalkyl (eg. trif luorcmethyl, 2-£luoroethyl, 2,2,2-tri- 
10 fluoroethyl, pentaf luoroethyl, f luorodichloromethyl, difluoroch- 
ioromethyl, chloromethyl, dichloroxnetlx/l, trichloromethyl, 

2- chloroethyl, 2,2,2-tricliloroetliylf pentachloroethyl or 

3- chloro-2-niethylprop-2-yl) , 

15 Ci-C6~haloalkoxy (eg. dif luoromethoxy , trif luoromethoxy , penta- 
fluoroethoxy, l/l/2/2'-tetraf luoroethoxy or 2,2/2~tri£luoroe- 
thoxy) , 

C2-C6-alkenyl (vinyl, l-propen-l-yl, 2-propenyl, 2-butenylr 
20 l-methyl-2-propenyl, allyl, but-2-en-2-yl) , 

C2-Cs-alkenyloxy (eg. vinyloxy or allyloxy) , 

C2-C6-alkynyl (ethynyl/ 1-propynyl or 3-propynyl), 

25 

Ci-Cfi-alkoxy-Ci-Cs-alkyl (eg. metho^qrmethyl , ethoxyinethy 1 « dime- 
choxymetl^l, 1 , l-dlmethosyeth-l-yl > , n- or Isopropoxymetlayl/ n-, 
iso-/ sec- or tert-butoxymethyl, l-inethoxy-2-inethylprop-2-yl, 
2-methoxyprop-2"yl, 2-'etho:OTrop-2-yl, 2-n- or isopropoxy- 
30 prop-2-yl, 2-n-, iso-, see- or tert-butoxyprop-2-yl) , 

cyano-Ci-Ce-alkyl (eg, cyanometl^l , l-cyano-2-metliylprop-2-yl or 
2-cydnoethyl) , 

35 nitro-Ci-Ce-alkyl (eg* nltrometl^I) « 

phenyl or phenoxy, 

C(0)R^ (eg. formyl, acetyl, propionyl, butyryl, isobutyryl or pi- 
40 valoyl) , 

t 

COaR^ (eg. hydroxycarbonyl, methoxycarbonyl , ethoxycarbonylr n- or 
isopropo3«ycarbonyl, n-, iso-, sec- and tert-butoxycarbonyl) / 



45 C(0)NR^R^ (eg. aminocarbonyl , N-methylaxninocarbony 1 , dimethylami- 
nocarbonyl or diethylaminocarbonyl) , 
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C(S)NRiR2 (eg. aminothiocarbonyl, N-mechylaminothiocarbonyl or 
N/N-dimethylaminochiocarbonyl) , 

NRiR2 (eg. amino, N-methylainino/ N-etlxylamino/ N-isopropylamino, 
5 N~n--propylamino, U-'n--butyl amino, sec -butyl amino, N-tert-butyla- 
mino, N-isobutylamino or N/N-dimethylamino) , 

NR1C(0)R2 (eg. N-acylamino/ N-methyl-N~acylamino or N-ethyl-N-acy 
lamino) , 

10 

NRICO2R2 (eg« N-carboxymethylamine or N-methyl-N-carboxymethyla- 
mine) , 

CX:<0)Ri (eg. CX:(0)methyl, (X:(0)ethyl, CX:(0)n-propyl, 0C(O)i-pro- 
15 pyl, OC(0)n-butyl or 0C(0) tert-butyl) , 

SRi (eg. S-H, S-methyl, S-ethyl, S-n-propylr S-i-propyl, S-n-bu- 
tyl, S-sec-butyl, S-isobutyl, S-tert-butyl, S-n-pentyl or S-n- 
hexyl) , 

20 

S(0)Ri (eg. S(0)-methyl, S(0)-ethyl or S(0)n-propyl, 



S02R^ (eg* SOa-methyl or SOa-ethyD # 



25 -'C(rM=nr2 (eg. -CH^m, -CH=N-methyl , -CH=N-ethyl, -c<CH3)=nh, 

-C{CH3)=NCH3), 



-N«CRiR2 (eg. -N=C<CH3)2/ -N=C (CH3 ) (ethyl )) , 



30 



C =:NOR 

I , 



t 



(eg. metho5<yiminoinethyl r ethosQfiJDinomethyl/ n-propoxyininometl^I, 
n-but03Qriminomethy 1 , methoxyimino~l-ethyl , ethoxyimino-l-ethy 1 , 
n-propoxyimino-1 -ethyl/ n-butoxyimino-l-ethyl, i-prop03cyi- 
mino-l-ethyl, sec-, iso- or tert-butoxyimino-l-ethyl, n-pentoxyi- 
mino*"l-ethyl, n-hexoxyimino-l-ethyl,-C{OMe)sKOMe, -C(SHe)=NOMe, 

'-C(NH2)»N0He, -C(NMe2)-N0Me, -C (NHMe) ssNOMe, -C (OEt ) sNOEt , 
-C(SMe)s=NOEt) , with the exception of conqpounds of the formula I 
In which R is methyl and is 2-chloro, 3-chloro, 4-chloro, 
3,5-dichloro, 2,3,4-trichloro, 2-methyl, 4-methyl, 3-bromo, 4-ni- 
tro or hydrogen and with the exception of compowds of the for- 
mula I in which R is cyclopropyl and J^m is hydrogen, 4-chloro, 
4-tert-butyl or 4-methoxy. 

The invention also relates to conpounds of the foirmula Xa 
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la 



10 

where 

R is methyl, ethyl, n-propyl or isopropyl, 

15 A^, A^, A^, A^ and A^ are identical or different and are hydrogen, 
halogen, cyano, nitro, Ci-C6-al)Q^l, C3-C6-cycloal]<yl, OR^, 
Cj-Cg-cycloalkoKy, Ci-Ce-haloalkyl, Ci-Ce-haloalkoxy, C2-C6-alke- 
nyl/ C2-C6-alkenylo^, C2-C6-al)Qmyl, Ci-Ce^alkoacy-Ci-Cs-alkyl, cy- 
ano-Ci--C6~al)Q^l, nitro-Ci-C6-alJQrl, phenyl, pheno^or, C(0)Ri, COiR^, 

20 C(0)NRIr2, C(S)NRiR2, NR1r2, NRiC(0)R2, NRiC02R2, OC(0)Rl, SR^, 

S(0)Ri, S(0)2R^/ the groups 



-C(RI)=NR2, -NaCRlR2, 




^ where the radicals R^, R^ and R^ independently of one another are 
hydrogen or Ci-Cs-alkyl and X is S, O or NR^ and n is 0 or 1, or 
two of the groups A^ to A^ in adjacent positions are the group - 
CH«CH-CH=CH- 

with the proviso that 

35 

a) two to four of the substituents A^ to A^ are hydrogen^ 

b) two to three of the substituents A^ to A^ are hydrogen if one 
of the substituents A^ to A^ is CI, Br, NO2 or CH3, 



40 



c) one of the halogen atoms is P or Br if A^-i-A'^ or A^^A^+A^ are 
simultaneously halogen. 



Preferred substituents for R are methyl and ethyl, in particular 
methyl, and for A or A^ to A^ are hydrogen, fluorine, chlorine, 
bromine, methyl, ethyl, isopropyl, tert-butyl, tert-pentyl, cy- 
ano, methoxy# ethoxy, isopropoxy, tert-butoxy, tert-pentoxy, me- 



BASF Akt:ien9e»elX8clx8t£t; 0*2. 0050/43498 



5 2104808 

thoxymethyl, 2-roethoxyprop-2-yl, trif luoromethyl , 1* 1,2, 2tetra- 
fluoroethyl/ l-chloro-2-methylprop-2-yl and trif luoromethoxy . 

Preferred compounds are those whose substituents A other than hy- 
5 drogen are in the positions A^^ a^ or A^* 

Preferred compounds in this case are those which result if the 
substituents other thcin hydrogen represent the following sizbsti- 
tion pattern. 

10 

a) A^ (or a4) 9^ H; all other substituents s M 

b) A^ 7« K; all other stobstituents ^ H 

c> a2 and A^ (or A^ and A'*) ?* H; all other substituents = H 
d) a2 and A^ ^ H; all other substituents s: H 
15 e) a2 and A^ and A"^ 9^ H; all other substituents = H 
i9A means s other than) 

Particularly preferred substitution patterns are those with the 
siAbstituents A^^ A^ and A^ which are given above as preferred, 

20 

on account of the C=N double bonds ^ the novel cotnpounds of the 
general formula I can be obtained as E/Z isomer mixtures. These 
can be separated into the individual components in conventional 
manner, for example by crystallization or chromatography. Both 
as the individual isomeric compounds and their mixtures are covered 
by the Invention and can be used as pesticides. As a rule, how- 
ever, the compounds according to the invention are mainly ob- 
tained in the (E, E) configuration. These isomers are also pre- 
ferred with respect to their action. 

30 



35 



40 



45 
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HNCH3 Formula I, (B, E) -configuration 

10 

The novel compounds of the formula I can be pr^ared^ for exam- 
ple, as follows: 




I 



Starting from the compounds of the formula where X = OK, CI or 
25 0(Ci-C4->alkyl) [disclosed in EP 463 488, 472 300 and 426 460], the 
monomethylamides Z according to the invention can be obtained 
analogously to methods known from the literature by reaction with 
methylamine (cf. Organikum; 16th edition (1985) p. 408 et sea). 

30 A particularly advantageous method of preparing the compounds I 
is to react O-benzylhydro^^lamine 1 with the phenylketones i. (cf • 
D. Otzanaki J. Chem. Soc.^ Chem. C(»amun. 1986^ 903). The inter-* 
mediate 3l required for this can surprisingly be prepared particu- 
larly smoothly and advantageously in a simple reaction by triple 

35 aminolysls of 2a (with methylamine) • 

This one^step reaction procedure ^ 3, avoids the conventional 
more involved and more elaborate two-step procedure, eg. setting 
free the 0-benzylhydroxylamine group from the phthalimide protec- 

40 tive group with the aid of hydrazinolysis and beforehand or sub- 
sequently converting the methyl ester group to the methylamide. 
The high yields of this reaction are surprising, although nor- 
mally the optimum conditions are vexy different on the one hand 
for the aminolysls of a methyl ester to the methylamide and on 

45 the other hand for setting free axi o*benzylhydroxylamine from the 
corresponding O-benzylhydroscyphthalimide. 
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^ I 



o 

CH3 la 



as 

The phenylketones 1 are known or can be prepared analogously to 
known processes (Houben-Weyl, Vol. 7/2a and 7/3a) . 

The novel conqpounds o£ the formula X are also obtained by react- 
30 ing a monomethylamlde benzyl compound SL, in which i* is a leaving 
group (eg. bromine, chlorine/ iodine, mesylate / tosylate or tri- 
flate) (c£.^ eg. BPs 398 692 and 463 488) « with an oxime o£ the 
formula £ (c£», eg. Houben-Weyl, Vol. 10/1, p. 1186 et seq) . 



40 




^ I 



45 

The oximes fi. are known or can be pr^ared ty known processes (cf . 
Houben-Weyl, Vol. 10/4; J. Med. Chem. 2^, (1983) 1360). 
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The novel compounds of the formula I can furthermore be prepared 
by reacting the benzyl alcohol X with oximes St> conventional 
manner (cf . J. Jurczak, Synthesis, X91S, 682) * 




Alternatively^ for this purpose the ketoamides Sl can be reacted 
in conventional manner with methoxylamine (hydrochloride) to give 
20 the novel coirpounds l [cf., eg« DE 3623921). 




The ketoamides A themselves can be obtained, for example, from 
the ketoeaters 1 by aminolysis, the ketoesters £ themselves being 
35 accessible either by Pinner reaction from benzoyl cyanides IH or 
by reaction of oximes £ with benzyl compounds H* 



40 



45 
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+ 




O 



1 
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Suitable further starting materials for the preparation of the 
ketoamides SL or of the ketoesters £ are aryl halides IS. (Hal - 
chlorine, bromine or iodine) « These can be converted into the 
5 corresponding organometal by metallization (eg. with magnesium, 
methylmagnesium bromide, sodium or n-butyl lithium) / which can 
then be reacted with oxalic acid derivatives (e.g*« oxalic acid 
diester, oxalic acid ester N-methylamide) to give the products & 
or 2 (cf., eg. L.M, Weinstock/ Synth. Commvin. 11, (1981) 943). 

10 

The cyanooxime ethers 12. can also be converted with methylamine 
in conventional manner into the novel compounds o€ the formula I 
(cf. EP 468 775)* 

15 



20 



25 



30 



35 




I 



The cyanooxime ethers 12. are obtained, for exarpple, according to 
known processes by reaction of oximes £ with benzyl bromide H. 

40 

The ketoamides of the formula 1 can additionally be obtained in a 
simple manner from nitrilium salts 12 by hydrolysis either in 
acidic or in alkaline solution (cf« Houben-Weyl/ Vol. S5/part 2, 
p. 1580 et seQ) . 
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o a 



The nltrlllum salts of the formula 12 are easily accessible/ for 
25 exeunple^ from compounds of the formula Hi. by reaction with trims-' 
thyloxonium salts such aa, for exeunple# trimethyloxoniijm tetra- 
f luoborate or by reaction of IIL with, for example, metl^l tri- 
f luoromethanesulfonate (cf • Houben-Weyl, Vol« ES/part 2, pp. 
1573-6) . 

30 

In a corresponding manner, the coi!V)ounds of the general foanmila I 
can also be obtained easily from nitrilium salts of the forntula 
IS. by hydrolysis in acidic or alkaline solution (cf . Houben-Wayl* 
Vol. B5/part 2, p. 1580 et seq) . 



40 



45 
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25 

The nitr ilium salts of the formula 23, in turn are easily access! 
ble^ for exanple^ from compounds of the formula 12 iy^ reaction 
with trimethyloxonium salts such as, for exainple, trimetbyloxo- 
nium tetraf luoborate or by reaction of 12. with# for exampXe, 
30 methyl trif luoromethanesulf onate (cf« Houben-Weyl, Vol. B5/part 
2, pp. 1573-6) , 

The novel coxnpounds of the formula I can also be prepared by me- 
thylation of suitable Intermediates such as, for example, 2A ~ 
35 1&. 



40 



45 
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NH2 



30 AlkyXation expediently takes place in the presence of a base such 
aS/ for exanvple/ XOH« K2CO3 or trlethylainine. Suitable alkylating 
agents are methyl halides or ditnethylsulfate (c£. for exainple 
Hotiben-W^l« vol. X/1 pp. 1186 £f; or G. L. Isele, Synthesis, 266 
(1971) ) . 

35 

The substituents R and shown in the formulae 2. ^ ISL have the 
meanings given in claim 1, The sixbstituent L is a leaving group 
such as, for example/ halogen (chlorine^ bromine or iodine), to- 
sylate, mesylate or triflate. 

40 

The following examples are intraded to illustrate the preparation 
of the novel active compounds and of the novel intermediates: 



45 
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EXAMPLE 1 

Preparation of methyl E-2-methoxyixnino-2- (2 ' -phthalimidooxyroe- 
thyl )pheny lacetate 

5 

59 g (0.58 mol) of triethylamine is added dropwise to a solution 
of 150 g (0.52 mol) of methyl 2-methoxyiniino-2- (2 ' -bromome- 
thyl )phenylacetate and 85 g (0.52 mol> of N-hydroxyphthalimide in 
3 50 ml of N-methylpyrrolidone. The reaction mixture is stirred at 

10 70"C for 2 h and poured into 2 1 of ice-water » and the precipi- 
tated crystals are filtered off with suction and taken up in me- 
thylene chloride. After the organic phase has been washed with 
water and dried over sodium sulfate^ and the solvent has been re- 
moved on a rotary evaporator, 168 g (88% yield) of methyl E-2-me- 

15 thoxyimlno-2-' {2'**phthalimidoo>cymetl^l)phenylacetdte is obtained 
as a pale gray powder of melting point 152 - ISS^'C. 



20 



IH-NMR {CDCI3) 6 - 3,81 (s, 3H); 3.95 (s, 3H) ; 

5.05 (s, 2H)? 7.12 - 7.81 (m, 8H) ppm, 

EXAMPLE 2 

Preparation of N-methyl-E-2-methoxyimino-2- (2 '-aminooxyme- 
thyl )phenylacetamide 



25 



168 g (0.46 mol) of methyl E-2-methoxyimino-2-(2'-phthalimidooxy~ 
methyDpheny lacetate is treated with 11 of 40% strength acjueous 
monomethylamine solution and the mixture Is stirred at 40^C for 4 
hours. After cooling, it is extracted with methylrae chloride, 

30 and the organic phase is washed with water, dried over sodium 
sulfate and concentrated. After crystallization of the residue 
from methyl tert-butyl ether /n-hexane, 92 g (84% yield) of N-meth- 
yl-E-2-methoxyimino-2-(2'-aminooxymethyl)phenylacetamide is ob- 
tained as pale yellow crystals of melting point 78 - 81^C* The 

35 mother liquor contains further final product. 

IH-NMR (CDCla): 6 s: 2.91 (d, 3H) ; 3.94 (s, 3H); 4.58 

(s, 2H); 5.28 (s, br, 2K) ; 6.88 (s, br, 
IH); 7.14 - 7.43 (m, 4H) ppm- 

40 



45 
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EXAMPLE 3 

Preparation of N-methyl-2-methoxyimino-2- [2 (1' (4 ' tert-bu- 
tylphenyl) -1 ' ' -methyl) iroinooxymethyl Jphenylacetamide 
5 ( <E,E) isomer: Tab. 1, No. 118) 

A mixture of 4.3 g (18 inmol) of N-methyl-E-2-' methoxyi- 
iuino-2-^2''-aminooxymetl>yl)plienyXac:etdiiii<le# 3«2 g (18 iniuol) o£ 

4-tert-butylacetophenone and 1*0 g of molecular sieve (3 A} in 
10 10 ml of methanol is treated with 100 mg of p-toluenesulf onic acid 
monohydrate and stirred at room temperature (20^0 for 16 hours. 

After filtering off the molecular sieve* the mixture is concen- 
trated and the residue is crystallized from metl^l tert-butyl 
15 ether /n-hexane, 4.8 g (68% yield) of the (K,E) isomer of the title 
compound is thus obtained as colorless crystals of melting point 
107 - IIOOC, 

The stereochemistry of the coi^poimd is confirmed by ^^C-NMR spec- 
20 troscopy [C (CH3) =:N-methyl group: 13 ppm] . 

IM-NMR (CDCI3): ft - 1.31 (s, 9H); 2.18 (s, 3H) ; 2.83 (d« 3H) ; 

3.95 (s, 3K); 5*11 (3, 2H) ; 6.70 (s, br, 
IH); 7.19 - 7.55 (m, 8H) ppm. 

25 

20% of [z (CsNObenzyl) , ECCsMOCH}}) isomer was also detected in the 
mother liquor after recrystallizaticm fay ^H-NMR spectroscopy be- 
sides the (E,E) isomer (shift of the signal from the benzyl pro- 
tons by 0.18 ppm to higher field). 

30 

EXAMPLE 4 

Preparation of (E/E)-N-methyl-2-methoxyiinino-2-[2'-(l"- 
(2' ' ' -naphthyl ) -1 ' ' -methyl ) iminoos^methy 1 Ipheny lacetamide 
35 (Tab. 1, No* 1) 

3,0 g (7.7 mmol) of methyl (E*E)-2-raethoxyimino-2-(2'-(l"- 
(2' ' ' -naphthyl )-l' '-methyl) iminoo3QTnethyl]phenylacetate (dis- 
closed in EP 463 488) is treated with 50 ml of 40% strength 

40 aciueous monomethylamine solution. The mixture is stirred at 40^C 
for 6 h and» after cooling, extracted three times with methyl 
tert-butyl ether, and the organic phase is washed with water, 
dried over sodium sulfate and concentrated. After triturating the 
residue with diisopropyl ether, 1.9 g (64% yield) of the title 

45 compound is obtained as pale yellow crystals of melting point 
92 - 950c. 
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IH-NMR (CDCl3):6 = 2*30 (S, 3H); 2.83 <d, 3H) ; 3.94 (S, 3H) ; 

5.15 (s, 2H); 6.69 (s, br, IH) ; 7,14 - 7.93 
(m, llH) ppm. 

5 EXAMPLE 5 

Preparation of (ErE)-N-inethyl-2-methoxyimino-2-t2'- (1* 

(4 ' ' '-chlorophenyD-l' '-n-prcpyl) iminoojcymethyljphenylacet amide 

(Tab. 2, NO. 44) . 

10 

0.6 g (1.5 mmol) of methyl (E,E)-2-inethoxyimino-2-I2'-(l"- 
( 4 " ' "Chlor opheny 1 > -1 ' ' -n-propy 1 > iminooxymetlby 1 ] phenylacetat e 
(disclosed in EP 463 488) is dissolved in 15 ml of tetrahydrofu- 
ran, and the solution is treated with 0.5 g of 40% strength 

15 aqueous monoroethylamine solution. ' The mixture is stirred at 40 - 
45^ for 6 hours and then concentrated, the residue is taken up in 
ttvethyl tert-butyl ether, and the organic phase is extracted with 
water, dried over sodium sulfate and concentrated again. After 
chromatograpl^ of the residue on a silica gel column (cyclohex- 

20 ane/methyl tert-butyl ether s l:l), 0.5 g (83% yield) o£ the title 
conqpound is obtained as a colorless resin. 

IH-NMR (CDCl3>;&= 0.94 (t, 3H) ; 1.54 im, 2H) ; 2-70 (t, 2H) ; 

2.89 (d, 3H); 3.97 (s, 3H) ; 5.11 <s, 2H) ; 
25 6.74 (s, br, IH) ; 7.19 - 7.58 {m, 8K) ppm. 

EXAMPLE 6 

Preparation of E-2-methoKyimino-2- (2'-methylphenyl)acetonitrile. 

30 

188 g (1.68 mol) of dry potassi^2m tert-butoxide is introduced 
into 2 1 of dry toluene and treated rapidly with 200 g (1.53 mol) 
of ortho-methylbenzyl cyanide and 173 g (1.68 mol) of tert-butyl 
nitrite ia 200 ml of toluene. The mixture warms up to about lO^C, 
35 and is stirred for 2 hours and treated with 1 1 of methyl tert-bu- 
tyl ether. The yellow potassium salt is filtered off with suc- 
tion, washed with methyl tert-butyl ether and dried under reduced 
pressure at 50°C. 

40 290 g (1.46 mol) of this salt is then introduced into 2.5 1 of dry 
acetone with 20 g (0,15 mol) of potassium carbonate. While 234 g 
(1.65 mol) of iodomethane are added drqpwise, the temperature 
rises to about 35^C. The mixture is stirred overnight and then 
partitioned between water and methyl tert-butyl ether. The or- 

45 ganic phase is washed with water, dried over Na2S04, concentrated 
and distilled xmder reduced pressure (b.p. = 95 - 100°C/ 
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0.3 - 0.1 nun). 229 g (78% total yield) of the title compound are 
thus obtained as a poorly mobile lic[uid. 

IH-NMR (CDCI3) t6 = 2,53 (s, 3H) ; 4.22 (S, 3H) ; 7.2 - 7.4 (m, 
5 3H}; 7.54 (dd, IH) ppm. 

EXAMPLE 7 

Preparation of E-2-methoxyimino-2-{2'-bromomethylphenyl)acetoni- 
10 trile. 

48 g (0.28 mol) of E-2-methoxyimino-2- (2 '-methylphenyDacetoni^- 
trile and 54 g (0*30 mol) of N-bromosuccinimide are introduced 
into 250 ml of carbon tetrachloride. The mixture is illiaminated 
15 from outside with a mercury vapor lamp (300 W) for 40 min. The 
succinimide is filtered off with suction and the solution is 
evaporated under reduced pressure. 62 g (88% yield) of the title 
conpound remain, which is about 80% strength according to the re- 
sult of the ^H-NMR spectrum* 

20 

IH-NMR (CDCl3):6 = 4.27 (s, 3H); 4.80 (S, 2H) ; 7.4 - 7.5 (m, 

3H); 7,69 (dd, IH) ppm. 

EXAMPLE 8 

25 

Preparation of 2-inethoxiinino'-2'-(2'-broinoinethyIphenyI>dcetic acid- 
N*methylamide 

10 g of 2-methoximino-2- [ (2-methylphenyloxymethyl) -phenyl] acetic 
30 acid-M-methylamide is added to 50 ml of dichloromethane. At lO^C, 
9 g of HBr is gassed Into this solution. It is then allowed to 
thaw and is stirred for 3 days at room temperature. 50 ml of 
dichloromethane is added, and the mixture is washed with 5% 
strength NaOH and with water, dried and evaporated down. There is 
35 obtained 7 g of the title conq^ound as a pale brown solid. 

m.p. : 128 - 1290C 

lH~NMR (CDCI3 / TMS) : S. 2.95 (d, 3H); 3.95 (3, 3H) ; 4.35 (s, 2H) ; 

6.85 (NH); 7.1-7.5 ppm (m, 4H) . 

40 



45 
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EXAMPLS 9 

Preparation of 2-methoximino-2- (2 ' -chloromethylphenyl) acetic 
acid-N-methylamid 

5 

AC 10«C/ 18.8 g of a boron trichloride solution (1 molar in n-hex- 
ane) is dripped into a solution of 2 g (6,4 mmol) of 2-methoxi- 
mino-'2 (2-methyiphenyloxyinethyl) -phenyl] acetic acid-N-methylamide 
in 30 ml of dichloromethane, and the mixture is refliixed for 1.5 
10 hours » Subseouently, 8«2 g of methanol is added and the mixture 
is stirred overnight at room temperature. After washing with 5% 
strength NaOH and with water, drying and evaporting down, there 
is obtained 1*2 g (78%) of the title compound as a solid. 

15 IH-NMR (CDCI3 / TMS) : 5 = 2.96 (s/ 3H) ; 3.96 (s, 3H) ; 4.46 

(s, 2H); 6.86 (NH); 7.13-7.49 ppm (m, 4H> . 

EXAMPLE 10 

20 Preparation of 2-methoximino-2-[2'-l' (4' ' '-methylphe- 

nyl) 1 ' ' -methyl ) imino:^methyllphenylacetic acid-M-methylamide 

A spatula tip o£ tetra-n-butlyammonium iodide is added to a solu- 
tion o£ 2 g <7 mmol) of oxime ether amide bromide (from Example 

25 8) in 20 ml of dichloromethane, and then a solution of 1.2 g 
(7 mmol) of p-raethylacetophenone oxime in 10 ml of dichlorme- 
thane. 20 ml of 10% strength MaOH is dripped in and the mixture 
is refluxed for 6 hours. After phase separation^ extraction with 
dichloromethane, drying and evaporting down, the residue is chro- 

30 matographed on silica gel with hexane/methyl tert. -butyl ether. 
1*1 g (45%) of the title compound remain. 

^H-NMR (CDCI3/TMS): & ^ 2.18; 2.34 <S, 3H); 2.85 (d« 3H) ; 

3.95 (s, 3H); 5.09 (3, 2H) ; 6.67 (NH) ; 
35 7.12-7.50 ppm (m, 8H) . 

EXAMPLE 11 

Preparation of 4-methoxyac6tophenone oxime-O-- [2 -bromo] benzyl 
40 ether 

Under a nitrogen blanket, a solution of 14 g (85 mmol) of p-me- 
thoxyacetophenone oxime is dripped into a suspension of 2.8 g 
(94 mml) of NaH (80% strength) in 250 ml of DMF, and the solution 
45 is stirred for 2 hours at room temperature* A solution of 21.3 g 
(85 mmol) of o-bromobenzyl chloride in 10 ml of DMF is then 
dripped in and the mixture is stirred for 1.5 hours. After hydro- 
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lysis with 10% strength HCl, extraction with methyl tert -butyl 
ether, drying and evaporating down, 27 «7 g (98%) of the title 
compoimd reinain as a yellowish-brown oil. 

5 ^H-NMR (CDCI3 / TMS): 6 = 2.21; 3.85 (s, 3H); 5.34 (s, 2H) ; 

6.91-7.66 ppm (m, 8H>. 

EXAMPLE 12 

10 Preparation of 2-methoxiinino-2- [2 ' - (1 " - (4 ' " -methoxyphe- 

ny 1 ) 1 " -methyl ) iminooxymet hy 1 1 phenylacet ic acid-N-methylamide 

At -780C and under a nitrogen blanket, 6.6 g (15 mmol) of n-butyl- 
lithium (15% strength solution in hexaine) is added to a solution 

15 of 5 g <15 inmol) of bromide (from' Example XI) in 40 ml of THF, 
and 4.4 g (30 mmol) of diethyl oxalate is run in immediately af- 
terwards. After thawing, water is added, followed by extraction 
with methyl tert-butyl ether, drying and evaporating down. The 
residue is chromatographed on silica gel using hexwe/methyl 

20 tert. •-butyl ether* There is obtained 2.7 g (51%) of the corre- 
sponding a-keto ester as an oil* 

50 ml of a 40% strength n-methylamine solution is added to a 
solution of 400 mg of this keto ester in 10 ml of THF, and the 
25 mixture is heated for 1 hour at SO^C. 2 g of methoxyamine hydro*^ 
chloride is added and the mixture is again heated for 1 hour at 
SO^C. After cooling, extraction with dichloromethane, drying and 
evaporating down, 300 mg of the title conpound remains (Table 1, 
No. 219) . 

30 

IH-NMR (CDCI3 / TMS): 5 = 2.15; 3.13; 3.77 (s, 3H); 2.86 (d, 3H) ; 

5.06 (s^ 2H)s 6.84-7*56 ppm (m« 8H) • 

Further contQ;>o\mds of the formula X according to the invention are 
35 shown in Tables 1 and 2. 

Table 1 




NHCH3 
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5 


No. 




Data 




1* 








2 + 








3 


2F 


m.p. : 43 - 

470c 


10 


4 


3F 


oil; IR (film): 
3350, 2945, 
1671, 1526, 


15 


5 


4F 


m.p. : 60 - 


6 


2,3-F2 


m.p. : 73 - 

7c:o/^ 




7 






20 


o 
o 


* # 3 "2 


m ■ 7ft •» 
III. ^ . • r 0 

80^'C 






m.p • « J ^ 

1250c 




10 


3,4-F2 


m.p. : 103 - 

1040c 


25 


11 


3 , 5-F2 


m.p. s 98 - 
lOOoC 




12 


2,3,4-F3 












30 


14 


2,4, 5-F3 


m.p.x 67 - 
70OC 


15 


3,4, 5-F3 






16 


2,3-Cl2 


m.p. : 92 - 
940c 


35 


17 


2 , 4rCl2 


m.p. : 97 - 
990c 


18 


2 , 5-CI2 


m.p. : 118 - 
120^0 




19 


3,4-Cl2 


m.p. : 98 - 

lOl^C 


40 


20 


3-F,4-OCH3 






21 


2,3, 5-CI3 






22 


2,4,5-Cl3 






23 


3,4,5-Cl3 


m.p. : 84 - 
88°C 


45 


24 


2-Br 


m.p. : 83 - 

860C 
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Data 


25 


4-Br 


m.p. : 94 - 
960C 


26 


2,3-Br2 




27 


2,4-Br2 




28 


2,5-'Br2 




29 


3. 4 -Bra 




30 


3 , 5-Br2 


m.p. : 120 - 

1220C 


31 


2,3,4-Br3 




32 


2,3, 5-Br3 




33 


2,4, 5-'Br3 




34 


3,4, 5-Br3 




35 


2-1 




36 


3-1 




37 






38 


2,3-l2 




39 


2,4-l2 




40 


2 , 5-l2 




41 


3,4-l2 




42 






43 


2-P, 3-Cl 




44 


2-F, 4-Cl 




45 


2-F, 5-Cl 




46 


2-F, 3-Br 




47 


2-F, 4-Br 




48 


2-F, 5-Br 




49 


2-Cl, 3-Br 




50 


2-Cl, 4-Br 




51 


2-C-l, 5-Br 




52 


3-F, 4-Cl 




53 


3-F, 5-Cl 




54 


3-F, 6-Cl 




55 


3-F, 4-Br 




56 


3-F, 5-Br 




57 


3-F, 6-Br 




58 


3-Cl, 4'-Br 




59 


3-Cl, 5-Br 




60 


3-Cl, 6-Br 




61 


4-F, 5-Cl 


m.p. : 150 - 
1540c 
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No. 




Data 




62 


4~F, 6-Cl 






63 


4--F, 5-Br 


m.p. : 80 - 
82«>C 


5 


64 


4-F, 6~Br 






65 


4-Cl. 5-Br 






66 


4--C1, 6-Br 






67 


5-F, 6-Cl 






68 


5-F, 6-Br 






69 


5-Cl, 6-Br 






70 


3-^01, 4--F, 5-Cl 






71 


3-Br, 4~C1, 5-Br 




15 


72 


3-Cl, 4-Br, 5~C1 






73 


2 -CM 






74 


3-CN 


m.p. 5 121 - 


20 


75 


4-CN 




76 


2-NO2 


m.p. : 97 - 

990c 




77 


3-'N02 


m.p. : 101 - 

1030c 


25 


78 


3-CH3 


oil; IR (film) : 
3350, 2938, 
1671, 1526, 
1093, 1037, 
^79. 787 - 697 




79 


2*3 - (CHi) 7 






80 


2 «4'-* (CHa)? 


m.D. i 107 — 
110°C 




81 


2 , 5- (CHi)9 


m.D. : 85 — 
86°C 




82 


2,6-(CH3)2 




35 


83 


3,4-(CH3)2 






84 


3,5-(CH3)2 


m.p. : 88 - 
90OC 




85 


2,3,4-<CH3)3 




40 


86 


p** J It % 

2,3,5-{CH3)3 




87 


2,3,6-(CH3)3 






DO 


2,4,5-(CH3)3 






89 


2,4,6-(CH3)3 






90 


3,4,5-(CH3)3 




45 


91 


2-C2H5 






92 


3-C2H5 
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No. 


Am 


Data 1 




93 


4-C2H5 


m.p. : 87 - | 
89c»C 1 




94 


2,3-{C2Hs)2 






95 


2,4-<C2H5>2 


j 




96 


2,5-(C2Hs)2 


1 




97 


3,4-<C2H5)2 




10 


98 


3,5-(C2Hs)2 


m.p , : 61 - 1 
64«>C 1 




99 


3,4,5-(C2Hs)3 


j 




100 


3-n-C3H7 






101 


4-n-C3H7 


m.p, : 78 - 1 
8OOC 1 


15 


101 


3.4-(n-C3H7)2 


1 




102 


3,5-(n-C3H7)2 


j 




103 


3-i-C3H7 


1 


20 


104 


4-i-C3H7 


m.p. : 93 - 1 

95°C 1 


1 (\ti 


1 U.I. 

J ^ 4 — 1 1— i..3n7 ) 2 


1 




1 


J , D- 1 1—^3117 > 2 


1 




xU / 


0 — cy c 1 op iopy X 


1 


25 


1 f\Ck 


<i — cy c X opx opy X 














lift 




j 




111 


J / 4— \n*"C4n9; 2 







XXa 







30 


113 


3-S-C4H9 






114 


4-S-C4H9 






115 


3-i-C4H9 






116 


4-i-C4H9 




35 


117 


3-t-C4H9 


1 




118 


4-t-C4H9 


m.p. : 107 - 1 




119 


3 ^ 4-. (t-C^HQ) 9 


1 




120 


3 * 5- (t-CiHol 5 




40 


121 


S-n-CsHu 






122 


4-n-C5Hu 






123 


3-n-C6Hi3 






124 


4-n-C6Hi3 




45 


125 


3-Cyclohexyl 






126 


4-Cyclohexyl 


m»p. : 110 - 1 

112<>C 1 
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No* 


Am 




127 


3 — Phenv 1 


m.D- : 70 — 
72^0 


128 


4 -Phenyl 


nt.p, : 138 - 
140^0 


129 


3 -vinyl 




130 


4 -vinyl 




131 


3-Allyl 




132 


4--Allyl 




133 


3-Propargyl 




134 


4~Propargyl 




135 


3-{Propen-2-yl) 




136 


4- (Propen-2-yl> 




137 


3- (But-2-en-2-yl) 




138 


4- (But-2-en-2-yl) 




139 


3-t~C5Hu 




140 


4-t-C5Hu 




141 


2-CH3, 3-C2H5 




142 


2~CH3, 4-C2H5 




143 


2-CH3, 5-C2HS 




144 


2-CH3, 3-n-C3H7 




145 


2--CH3, 4-n-C3H7 




146 


2-CH3, 5-n-C3H7 




147 


2-CH3# 3-i-C3H7 




148 


2-CH3/ 4-i-C3H7 




149 


2-CH3, 5-i-C3H7 




150 


2-CH3, 3-n-C4H9 




151 


2-CH3/ 4-n-C4H9 




152 


2-CH3, 5-n-C4H9 




153 


2-CH3, 3-8-0489 




154 


2-CH3, 4-S-C4K9 




155 


2-083, 5--a-C4H9 




156 


2-CH3, 3-1-0489 




157 


2-CH3# 4-1-0489 




158 


2-C83/ 5-1-0489 




159 


2-083, 3~t-C489 




loQ 


2-O83, 4-t-C489 




161 


2-083, 5-t-C4H9 




162 


2-CH3, 3-Cyclohe3Qri 




163 


2-083, 4-Cyclohexyl 




164 


2-O83, 5-Oyclohexyl 





10 



15 



20 



25 



30 



35 



40 



45 
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No. 


Am 


Data 


165 


2-CH3, 3 -Phenyl 




166 


2-CH3, 4 -Phenyl 




167 


2-CH3/ 5-Phenyl 




168 


2-CH3, 4-Vinyl 




169 


2-CH3, 4-Allyl 




170 


2-CH3, 4-Propargyl 




171 


2-CH3/ 4-(Propen-2-yl) 




172 


2-CH3 , 4- <But-2-en-2-yl ) 




173 


3--CH3, 4~C2H5 




174 


3-CH:j, 5-C2H5 




175 


3-CH3/ 4-n-C3H7 




176 


3-CH3, 5-n-C3H7 




177 


3-CH3, 4-i-C3H7 




178 


3-CH3, 5-i-C3H7 




179 


3 -CH3 , 4 -Cyc lopr opy 1 




180 


3-CH3, 4-n-C4H9 




181 


3-CH3, 5-n-C4H9 




182 


3-CH3/ 4-8-C4H9 




183 


3-CH3, 5-S-C4H9 




184 


3-CH3, 4-i-C4H9 




185 


S-'CHs, 5-i-C4H9 




186 


3-CH3, 4-t-C4H9 




187 


3-CH3, 5-t"C4H9 




188 


3-CH3, 4-Cyclohexyl 




189 


3-CH3, 5-Cyclohe>Qrl 




190 


3-CH3, 4- Phenyl 




191 


3^CH3i 5-Phenyl 




192 


3-CH3, 4 -Vinyl 




193 


3-CH3# 4-Allyl 




194 


3-CH3, 4-Propargyl 




195 


3 -CH3 , 4 - ( Pr open-2 -y 1 ) 




196 


3-CH3, 4-lBut-2-en~2-yl) 




197 


4-CH3, 5-C2H5 




198 


4-CH3, 5-n-C3H7 




199 


4-CH3, S-i-CsH? 




200 


4-CH3, 5-Cyclopropyl 




201 


4-CH3, 5-n-C4H9 




202 


4-CH3, 5-S-C4H9 




203 


4-CH3, 5-i-C4H9 





10 



15 



20 



25 



30 



35 



40 



45 
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No- 




Data 




204 


4-CH3, 5-t-C4H9 






205 


4-CH3, 5-Cyclohexyl 




5 


206 


4-CH3, 5- Phenyl 






207 


4-CH3, 5-Vinyl 






208 


4-CH3, 5-Allyl 








^ L»rl3 / 3— rrZ.opaJLyy X 




10 


210 


4'-CH3 , 5- ( Propen-2-yl) 




211 


4-CH3 . 5- <But-2-en-2-yl ) 






212 


3-CH3, 4-t-C4H9, 5-CH3 






213 


3-t-C4H9, 4-CH3, 5-t-C4H9 




15 




OH 


ni,p. ; lOo 

iiooc 




OIK 




J1I«P« • l^J 

1250c 




^lo 


4— OH 


m.p • : 1 /O — 
171^0 


20 


217 


2-OCH3 


in*p. : 79 - 




218 


3-OCH3 


m«p* : 93 - 
950c 


Ho 


219 


4-OCH3 


m,p. : 65 - 
68OC 


220 


2,3-(OCH3)2 






^ ^ X 


^ , \vji^n3 ; 2 


in* p * i XX J 
1140c 


30 


AAA 


2 < nOH-k 1 ^ 
* # 3 \s^^n3 1 2 


Ilia Ir/ • • 70 
10 IOC 




223 


3,4-(OCH3)2 


in*p* ; 132 ** 
13SOC 




224 


3,5-(OCH3)2 


m.p. ; 97 - 
990c 


35 


225 


3,4,5-(OCH3)3 


m.p. : 118 - 
1200c 




226 


2,3,4-(OCK3)3 


oil; IR (£ilm)i 
3370, 2945, 1675, 
1496, 1463, 1412, 

Xv74 , XMO f 


40 


227 


3-OCoHc 


oil; IR (film) : 
3350, 2936, 1671, 
1526, 1223, 1038, 
980 


45 


228 


4-OC2HS 


m.p. : 106 - 
108OC 


229 


3,4-(OC2Hs)2 






230 


3,5'-(OC2H5)2 
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no ■ 








Z J JL 




lu.p . I XUD — 

1090c 


5 


232 


4-0-n-C3H7 


m.p- : 99 - 
1020c 




233 


3,4-{0-n-C3H7)2 






234 


3,5-(0-n-C3H7)2 




10 


235 


3-0-i-C3H7 


oil; IR (film): 

Ji^SV, «7/3, J.O/4S, 

152, 1223, 1037, 
979 


15 


236 


4-0-i-C3H7 


oil; IR (film): 
3396. 2980. 

1659, 1513, 
1252, 1047 


237 


3,4-(0-i-C3H7)2 






238 


3,5-(0-i-C3H7)2 






239 


3 -0-Cy c lopr opy 1 




20 


240 


4 -0-Cyc lopropy 1 




241 


3,4- <0-Cyc lopropy 1 ) 2 






242 


3 , 5- (0-Cyclopropyl) 2 




25 


243 


3-0~n-C4H9 


oil; IR (film): 
3360, 2958, 2935, 
1671, 1526, 1224, 
1037, 979 




244 


4-0--n--C4H9 


m,p: 112 - 1150c 




245 


3,4-(0-n-C4H9)2 






246 


3,5-(0-n-C4H9)2 




30 


247 


3-O-S-C4H9 




248 


4-O-8-C4H9 


m.p: 95 - 97oc 




249 


3,4-(0-S-C4H9>2 






250 


3,5-(0-S-C4H9)2 




35 


251 


3-Oi-C4H9 


oil; IR (£ilro)$ 
3350, 2958, 2936, 
1672, 1225, 1038, 
979 


40 


252 


4-*0-i«-C4H9 


oil; IR (film) : 
ooRO oo")^ 

^737, 

1672, 1514, 1248, 
1036 




253 


3,4-{0-i-C4H9)2 






254 


3,5-(0-i-C4H9)2 






255 


3-0-t-C4H9 


m.p: 66 - 67oc 


45 


256 


4-0-t-C4H9 


m.p: 51 - 550c 


257 


3,4-(0-t-C4H9)2 






258 


3,5-(0-t-C4H9)2 





BASF Aktlen0es«ll«cha£t O.Z. 0050/43498 
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No. 


Am 


Data 


5 


259 


3-0-n-C5Hii 


oil; XR (film) : 
3360, 2955. 2935. 
1672, 1526, 1226, 
1037, 980 




260 


4-O-n-CsHii 


m.p; 60 - 650C 




^ O i. 








0 o 


3 , b- (O-n-CsHix) 2 




10 


2o3 


^ MB tf 

3— O— n— CfiHi^ 


Oil; XR (cilm) ; 
3350, 2933, 1670, 
1524, 1223, 1037, 








76°C 


15 


265 


3,4-{0-n-C6Hn)2 






266 


3,5-(0-n-C6Hi3)2 






aO / 














20 


M V 






270 


3 / 5-- (0~-cyclohexyl)2 






271 


3 -OCsHs 






272 


4-OC6Hs 


m.o. : 118 — 
120OC 


25 


273 


3,4-(OC6Ms)2 






274 


3,5-(OC6H5)2 




30 


275 


3-O-Allyl 


oil; IR (£ilm): 
3340, 2942, 
1669, 1523, 
1225. 1037- 980 




276 


4«n-Allvl 


•II « ^ 4 a V 

970c 




277 


3,4-(0-^Allyl)2 




35 


278 


3,5r-{0-Allyl)2 




279 








280 


4-0-t^CsHii 






O ft 1 






40 




3-.CF3 


Oil; IR (xllm) : 
3345, 2940, 
1672, 1341, 
1276, 1167, 
1126, 1038 




283 


4-CP3 


m,p, : 83 - 

8 50c 


45 


284 


2,3-(CF3)2 






285 


2,4-(CF3)2 
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No. 


• •in 


Data 




286 


2,5-(CF3)2 






287 


3 , 4- (CF3)2 






288 


3,5-(CF3)2 


m.p. : 138 - 

14 0OC 




289 


3,4,5-(CF3)3 






290 


2^CF2C1 






291 


3-CP2CI 




10 


292 


4-CF2CI 






293 


3-CFCI2 






294 


4-CFCI2 






295 


3-CCI3 




15 


296 


4-CC13 






297 


3,4-(CCl3)2 






298 


3,5-<CCl3)2 






299 


3--CH2CH2F 






300 


4-CH2CK2P 




301 


3-CH2CF3 






302 


4-CH2CF3 






303 


3-C2F5 




25 


304 


4-C2P5 




305 


3-CHCI2 






306 


4-CHCI2 






307 


3-CH2CI 






308 


4-CH2CI 




30 


309 


3,4-(CH2Cl)2 






310 


3.5-(CH2Cl)2 






311 


3-CF2CHF2 






312 


4-CF2CHF2 




35 


313 


3-CH2CC13 






314 


4-CH2CCI3 






315 


3-C2CI5 






316 


4-C2CI5 




40 


317 


3-C(CH3)2CH2Cl 




318 


4-C{CH3)2CH2Cl 






319 


3-CH2CH2CI 






320 


4-CH2CH2CI 




45 


321 


2-OCP3 




322 


3-OCF3 






323 


4-OCF3 


m.p. ; 72 - 

74^C 
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No, 


Am 


Data 




324 








325 


2,4-'(OCF3)2 




5 


326 


2,5-'(OCF3)2 






327 


3,4-(OCF3)2 






328 


3,5-(OCF3)2 






329 


3-OCHF2 




10 


330 


4-OCHF2 


m.p. : 78 - 
8OOC 




331 


3-OCCI3 






332 


4-OCCI3 






333 


3-OCH2CF3 




15 


334 


4-OCH2CP3 






335 


3,4-(OCH2CF3)2 






336 


3,5-(OCH2CF3)2 






337 


3-OC2FS 




20 


338 


4-OC2F5 






J / ( vA.2r^5 ^ 2 








J / D \ 5 / 2 






34 1 
w V J. 




m.p. : 0/ — 
68^0 


25 


342 


4-OCF2CHP2 


m.p- : 75 - 
770c 




343 


3,4-(OCF2CHF2>2 






344 


3,5-(CX:F2CHP2)2 




30 


345 


3-CF3r 4-OCF3 




346 


3-CF3, 5-OCF3 






347 


4-CF3, 5-OCF3 






348 


3-CH2OCH3 






349 


4-CH2OCH3 




35 


350 


3-CH20<t~C4H9) 






351 


4-CH20(t-C4H9) 






352 


3-C(CH3)2CH20CH3 






*v 0m 

353 


4^-0 <CH3 ) 2CH2CX:H3 




40 


354 


3-'C(CH3)20CH3 






355 


4~C (CH3)20CH3 








3-0 (CH3 ) (OCH3)2 






357 


4-C(CH3) {OCH3)2 




45 


358 


3-CH(OCH3)2 




359 


4-^CH(OCH3)2 






360 


3-CH2(CN) 
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O.Z. 0050/43498 



No, 


Am 


Data 




4--CH2 (CN) 






3 -C ( CH3 ) 2CH2CN 




Jo J 


4-C (CH3 J 2CH2CN 






J-CH2 INO2 ) 




^ £ C 


4-CH2 (N02) 




JOD 


J— CHO 




JO / 


4— CHO 






J— CO— CH3 




369 


4-CO-CH3 




370 


3-CO-C2H5 




371 


4-CO-C2H5 




372 


2-CO2H 




373 


3--CO2H 




374 


4-CO2H 


m.p. : 188 - 

190°C 


375 


3'-C02CH3 




376 


4-CO2CH3 




377 


3-CO2C2HS 




378 


4-CO2C2H5 


m.p. : 69 - 

72°C 


373 


3-C02-n-C3H7 




^ Q A 


4— C02"'^"'C3n7 




■^P 1 


J'"CU2 1 ^.3117 




Jo^ 


C-U2 i V-3M7 




^ ft Q 
J o J 


J — CU2 n— C4H9 






4 ••UU2*^n"'U4n9 






J t- U2 S 4 n 9 






4~C02 S— C4n9 




JO f 


3— wOj— 1— C4H9 




^ Aft 


/I 4 _o , u „ 

^ ""\-lJ2 i ^ 4 M 9 






J~v»U2"C~i-4n9 




J 7U 


ft -'CU2 C — C4 n 9 




J 7 X 


J V*U2 5 n X 1 










J ? J 






394 


^ v*v^2 J 




395 


2-C{=0)-NH2 




396 


3-C(=:0)-NH2 




397 


4-C(=0)-NH2 




398 


3-C(=0)-NHCH3 
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No. 


Am 


Data 


399 


4-C {=0) -NHCHi 




400 


3-C(=0>-N(CH3)2 




401 


4-C{=:0)-N{CH3)2 




402 


3-C(=0)-N(C2H5)2 




403 


4--C(=0)-N(C2Hs)2 




404 


2-C{=S)-NH2 




405 


3-C(=;S)-NH2 


m.p. : 174 - 
175^C 


406 


4~C(=S)-NH2 




407 


2-NH2 




408 


3-NH2 


m.p. : 92 - 
94^0 


409 


4--NH2 


131 - 1330c 


410 


3 -NCH3 




411 


4-NCH'4 




412 






413 


4-N(CH3)2 


m.p. : 98 - 
10 QOC 


414 


3-NHC(=sO)CH3 




415 


4-NHC{r:0)CH3 


m.p. : 165 - 

1670C 


416 


3 ( CH3 ) C ( =:0 ) CH3 




417 


4 -N ( CH3 ) C ( =0 ) CH3 




418 


3-NHCO2CH3 




419 


4-NHC02CH3 




420 


2-CH3 # 4-Cyclopropyl 




421 


3-N(CH3)C02CH3 




422 


4--N(CH3)C02CH3 




423 


3-0-C(=0) CH3 


m.p. : 108 - 

1 1 nor* 


424 




3360, 2942, 
1754, 1671, 
XOio 


AO «J 


^ # ^ - I O-C \ =0 ) CH3 ) 2 




AO A 
HA O 


J # D— 10— L.iaU;wn3}2 . 




427 


3-0-C(=0)C2Hs 




428 


4-0-C(=0)C2Hs 




429 


3-0-C{=0) (i-CaH?) 




430 


4-O-C(=i0) (i-C3H7) 




431 


3-0-C(=:0) (t'-C4H9) 




432 |4-0-C(==0) {t-C4H9) 
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No. 


Am 


Daca 


433 


3-SH 




434 


4-SH 




435 


3-SCH3 




436 


4-SCH3 


m.p. : 97 - 

J> w 1/ \^ 


437 


3-SC:>H<; 




438 


4-SC2HC 




439 


3-S-i_C3H7 




440 


4-S-i-C-»H7 




441 


3--S-t-CitHQ 




442 






443 


3-S(:=0)CH'4 




444 






445 


3-SO'sCHi 




446 






447 


3-CHasMH 




448 


4~CH=jNH 




449 


3~CH=NCH-i 




450 


4-CHsMCHi 




451 


3-C (CHi) sMH 




452 


4-C (CHi) sNH 




453 


3-C(CHi)s:NCH3 




454 


4-C (CH3)s5NCHt 




455 


3-Ns:C{CH3) 2 




456 


4-NaC (CHi) ? 




457 


3-C{SCH3)sNOCH3 




458 


4-C (SCHi) SMOCH3 




458 


3-C (OCH3) sMOCHi 




460 


4-C*(OCH3)=NOCH3 




461 


3-C(NH2)sNOCH3 




462 


4-C (NH2)3N0CH3 




463 


3-C (NCH3) =N0CH3 




464 


4-C (NCH3>=NOCH3 




465 


3-CH=NOCH3 




ji f £ 


4-CHSNOCH3 




467 


3-C(CH3)aNOCH3 




468 


4-C(CH3)aNOCH3 


m-p. : 105 - 
IO70C 


469 


3-C(CH3)==NOC2H5 
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No. 




Data 


470 


4-C(CH3)-NOC2Hs 


oil; IR (film) : 
3350, 2935, 
1671, 1525, 


471 

^ f X 








^ t* \t«n3 / — wVi/H v^3ri7 


3350, 2963, 
2935, 1672, 
1525, 1037, 
979, 927 


473 


3-C(CH3)=:NO-i-C3H7 




474 


4-C (CH3) =NO-i-C3H7 




475 


3-C (CH3 ) =NO-n-C4H9 




476 


4 -C (CH3 ) =rNO-n-C4H9 


oil; IR (film): 
3350, 2957, 
2935, 1673, 
1525, 1038, 979 


477 


3-C(CH3)=NO-S-C4H9 




% / O 


^■"t- ) =NU-'S— C4H9 






iCn3 1 =NO— 1— t.4H9 






(v»n3 / — WO'"l""V.4n9 


Oil; IR (£j.lm) • 
3350, 2958, 
2935, 1673, 
1525, 1039, 
979, 927 


481 


3-C (CH3 ) aN0'-t-C4H9 




482 


4-C (CH3 ) =NO-t-C4H9 




483 


3-C (CH3 ) ssNO-n-CsHii 




484 


4-C (CH3 ) ssNO-n-CsHi 1 




485 


3-C(CH3)«KO-n-C6Hi3 




AO a 


4-C (CH3 ) aNO-n-C6Hi3 




487 


2-Cl, 3-CH3 




488 


2-Cl, 4-CH3 




489 


2-Cl, 5-CH3 




490 


3 -CI, 4-CH3 


m.p. : 88 - 

90°C 


491 


3-Cl, 5-CH3 


m,p. : 86 - 

o8°C 


492 


3— CI. 




493 


2-CH3, 4-Cl 




494 


2-CH3, 5-Cl 




495 


3-CH3, 4-Cl 


m,p. ; 88 - 

90«>c 


496 


3-Cl, 5-t--C4H9 





10 



15 



20 



25 



30 



35 



40 



45 
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No. 




Data 




497 


2-Cl, 4'-t-C4H9 






498 


3-Cl, 4-t-C4H9 




5 


499 


3 -CI/ 4-'Cyclonexyl 






500 


2-F,4-CH3 






501 


3-F,4-CH3 


440c 


42 - 




502 


3-F, 5~CH3 






503 


2-CH3, 4-F 






504 


3-CH3/ 4--? 


m.p. : 

780C 


75 - 




505 


2-F, 3-t-C4H9 




15 


506 


2-F, 4-t-C4H9 




507 


3-F, 4-t-C4H9 






508 


2-F, 4-OCHo 


m.p. : 


65 - 60C 




509 


2 -Br, 4-CH3 




20 


510 


3 -Br, 4-CH3 


m.p. ; 

560C 


54 - 




511 


3-Br, 5-CH3 






512 


2-CH3, 4 -Br 




25 


513 


3-CH3, 4 -Br 


m.p. : 

990c 


97 - 


514 


2-Br, 3-t-C4H9 






515 


2-Br, 4-t-C4H9 






516 


3-Br# 4-t-C4H9 






517 


2 -CI, 4-NO2 




30 


518 


3-Cl, 4-NO2 






519 


3-Cl, 5-NO2 






520 


3-N02# 4-Cl 


m.p. : 

iiooc 


108 - 


35 


521 


3-Cl, 4-(But-2-en-2-yl) 




522 


3-Cl, 4-OCH3 


oil; 
3340, 
1507, 
1037 


IR (film) : 
2940, 1672, 
1271, 1063, 




523 


3-OCH3, 4-Cl 






524 


3 -CI A-OC-iHc 


oil; 
3345, 
1505, 
1038 


IR (film) t 
2940, 1671, 
1270, 1060, 


45 


525 


3-Cl, 4-0-i-C3H7 


oil; 
3345, 
1671, 
1269, 


IR (film) : 
1280, 2940, 
1525, 1502, 
1037, 979 




526 


3-Cl, 4-0-t-C4H9 
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No. 




Data 




527 


2 -CI, 5-CF3 






528 


3 -CI, 4-CF3 




5 


529 


3 -CI, 5-CF3 






530 


3-CF3/ 4-Cl 


m.p. : 68 - 

70<5C 




531 


3-Cl, 4-CH2CI 






532 


3-01/ 4-cx:f3 




10 


533 


3 -CI, 5-OCF3 






534 


3-OCF3, 4- CI 






535 


3-Cl, 4-OCH2CF3 






536 


3-Cl, 4-OC2FS 




15 


537 


3-Cl, 4-OCF2CHF2 






538 


3-NH2/ 4 -CI 






539 


3-Cl, 4-0-C(=0)CH3 






540 


3-Cl, 4-S-t-C4H9 






541 


3-Cl, 5-S-t-C4H9 




542 


4-Cl, 3-S-t-C4H9 








J—F/ 5— CF3 


m,p, : 76 - 
780C 




544 


2-CH3, 4-CN 




25 


545 


3-NO2, 4-CH3 






546 


2-CH3, 4--OCH3 






547 


3-CH3, 4-OCH3 


m.p. : 85 - 
890C 


•» w 


548 


3-CH3, 5-OCH3 




549 


3-OCH3, 4-CH3 






550 


3-t-C4H9, 4-OCH3 






551 


3-t-C4H9. 5-OCH3 






552 


3-OCH3, 4-t-C4H9 




35 


553 


2-CH3, 4-0-i-C3H7 






554 


3-CH3, 4-0-i-C3H7 






555 


3-0-'i-C3H7i 4-CH3 






556 


3-t-C4H9, 4-0-i-C3H7 




40 


557 


3-^t:-C4H9, 5-0-i-C3H7 






558 


3-0-i-C3H7/ 4-t-C4H9 






559 


3-t-C4H9, 4-0-t-C4H9 






560 


2-CH3, 4-CF3 




45 


561 


2-CH3, S'-CFb 




562 


3-CH3, 4-CF3 






563 


3-CH3, 5-CF3 
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No. 


Am 


Data 




564 


3-CF3# 4-CH3 






565 


2-CH3, 4~OCF3 




5 


566 


3-CH3, 4-OCF3 






567 


3-CH3, 5-OCFa 






568 


3-OCF3, 4--CH3 






569 


3-CH3, 4-OCH2CF3 




10 


570 


3-CH3/ 4-OC2F5 




571 


3-CH3/ 4-OCP2CHF2 






572 


3-CH3/ 4-S-t-C4H9 






mm mm ^ 

573 


3-CF3/ 4-OCH3 






574 


3-CF3, 4-0-t-C4H9 




575 


3-OCH3, 4-CF3 






mm mm ^ 

576 


2-CH3, 4-C(CH3)sNOCH3 






577 


3-CH3, 4-C(CH3)«NOCH3 






578 


3-Cl, 4-CH3, 5-Cl 




20 


579 


3-Cl, 4-fc-C4H9# 5-Cl 






580 


3--C1, 4-OCH3, 5-Cl 






581 


3 -CI, 4-0-t-C4H9, 5-Cl 






582 


3 -CI, 4-NH2/ 5-Cl 




25 


583 


3-CO2CH3/ 4-cx:h3 






584 


3-NH2, 4-OCH3 






585 


2 -OH, 5-CH3 


m*p. : 128 - 

1310C 


30 


586 


2-OCH3, 3-C-l"7\ 5-Cl 

/ 


n\«p» s 65 — 
670C 




587 


3 -Br, 






588 


3-i-C3H^'^OCH3, 5-i-C3H7 






C O 


3-NO2, 4-OCH3 


m.p. : 118 - 
1200c 


35 


590 


3-(t-C4Hg), 4-OCH3, 5-(t-C4H9) 






591 


3-Cl, 4-S-C4H9 


m.p. s 58 
6OOC 




592 


3-Cl, 4-i-C3H7 


m.p. : 91 - 
920C 


40 


593 


3 -CI, 4-C2H5 






594 


3'Cl, 4-OC6H5 






595 


3-Cl, 4-OCHF2 


m.p, : 60 - 

620C 



45 
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No. 


Am 


Data 


5 


M— X™ 

596 


^m^m M ^^^^ 

3-CF3, 4-OC6H5 


oxl, IR (film) : 
3340, 2940» 
1675, 1498, 
1279, 1249, 
1133, 1053, 
1037 




597 


3~i-"C3H7, 4-OCH3 




10 


598 


3-CHF2 


oil, IR ( film) : 
3340, 2940, 
1670, 1528, 




•/ 7 7 






15 


600 




m n * 1.08 — 
lll^C 


601 


3 -Br, 4-OC6H5/ 5-Br 






602 


3,5-(C02CH3)2 






603 


3-OC2H5, - 4-Cl 






604 


3-0-i-C3H7, 4-Cl 




20 


605 


3-0-t-C4H9, 4-Cl 






606 


3-CH3. 4-OC2H5 


oil, XR (film) : 
3340, 2940, 
1671* 1507* 
1247, 1939 


25 


607 


3-CH3, 4-0-t-C4H9 






608 


3-OC2H5/ 4-CH3 






609 


3-0-t-C4H9, 4-CK3 






610 


3 -CI, 4-OCHj, 5-CH3 




30 
35 
40 


611 




J 

N ^ 

CH3 


m.p, : 92 - 

950c 


612 


^^^^ CH3 ' 


jTjl 


oil, IR (film) : 
3350, 2932, 
1671, 1525, 
1037, 979, 777 




613 


3-Cl, 4-n-C3H7 


oil; XR (film) : 
3349, 2937, 
1671, 1506, 
1271, 1037, 978 



45 
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No. 


Am 


Data 


5 


614 


3-Cl, 4-0-Alkyl 


oil; IR (film) : 
3340, 2930, 
1672, 1504, 
1270, 1037, 980 




615 


3-Cl, 4-0-n-C4H9 


oil; IR (film): 
3350, 2936, 
1672, 1506, 
1271, 1037, 979 


10 


616 


3-Cl, 4-0-i-C4H9 


oil; IR (film) : 
3345, 2960, 
1670, 1506, 
1271, 1059, 
1037 


15 


617 


3-Cl, 4-0-CH2-CH=CHCH3 


oil; IR (film): 
3345, 2937, 
1673, 1504, 
1269, 1037, 980 


20 


618 


3-Cl, 4-O-CH2-CH2-CH2-CH2CI 


oil; IR (film): 
3340, 2938, 
1675, 1506, 
1270, 1037 


25 


619 


3-Cl, 4-0-n-C5Hn 


oil; IR (film): 
3345, 2936, 
1673, 1506, 
1270, 1058, 
1037, 980 


620 


3-Cl, 4-0-i-CsHu 


oil; XR (film) : 
3340, 2955, 
1672, 1506, 
1269, 1060, 
1037, 979 


30 


621 


3-Cl, 4-0-CH2-CH=C(CH3)2 


oil; IR (film) : 
3345, 2940, 
1674, 1504, 
1269, 1037, 980 


35 


622 


3-Cl, 4-0-neo-C5Hii 


Oil; IR (film): 
3345, 2956, 
1673, 1507, 
1259, 1061, 
1038, 1014 


40 


623 


3-Cl, 4-0-n-C6Hi3 


oil; IR (film) : 
3417, 1681, 
1267, 1034, 
1026, 937 


A e 


624 


3-CH3# 4-0-n-C3H7 


oil; IR (film) : 
3340, 2937, 
1671, 1506, 

1038, 979 



> 
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No. 


Am 


Data 


625 


3-CH3/ 4-0-AllQrl 


oil; IR (film) : 
3350, 2940, 
1669, 1505, 
1036, 980 


626 


3-CH3, 4-0-n-C4H9 


oil; IR (film): 
3340, 2935, 
1671, 1507, 12, 
48, 1038, 979 


627 


3-CH3, 4-0-CH2-CH=CHCH3 


oil; IR (film): 
3350, 2940, 
1672, 1525, 
1505, 1247, 
1037, 979 


628 


3-CH3/ 4-0-n-C5Hu 


oil; IR (film): 
3340, 2935, 
1668, 1526, 
1507, 1250, 
1037, 980 


629 


3-CH3# 4-0-i-CsHii 


Oil; IR (film): 
3340, 2954, 
1671, 1507, 
1248, 1038, 980 


630 


3-CH3. 4-0-CH2-CH=C(CH3)2 


Oil; IR (film): 
3350, 2935, 
1672, 1505, 
1037, 979 


631 


3-CH3/ 4-0-neo-'CsHxi 


oil; IR (film): 
3340, 2954, 
1670, 1507, 
1247, 1038 


632 


3-CH3, 4-0-n-C6Hi3 


oil; IR (film): 
3345, 2934, 
1672, 1506, 
1247, 1038 


633 


4 - 0 -CH2 " CH2 - CH2 -CH2Nr 


m*p. : 74 - 

770c 


634 


3,5-(OCH3)2# 4 OH 


m.p* : 80 - 
830C 


635 


2,3,4,5,6-P5 


m.p. : 83 - 
840C 


636 


3,5-(OH)2 


m.p. : 68 

70OC 




4-O-I-C5HII 


m.p. : 91 - 

93<'C 


638 


4-0''neo-C5Hn 


oil; IR (film): 
3350, 2956, 
1675, 1514, 
1248, 1038, 
1017 
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No. 


Am 


Data 


639 


4- [0-CH2-CH«C (CHj) 2) 


m«p» : 113 - 
II60C 


64 0 


4 -0 -CH2-CH2-CH2 -CH2CI 


m.p, : 77 - 
80^C 


641 


4-O-CH2.CH2-CH2CN 


oil; IR (film) : 
3375, 2940, 
2245, 1674, 
1514, 1249, 

1037 


642 


2-0-i-CsHn 


oil; IR (film) : 
3350, 2955, 
2935, 1672, 
1525, 1222, 
1038, 980 


643 


3 - 1 0-CH2-CH:5C ( CH3 ) 2 J 


oil; IR (film) : 
3355, 2935, 
1673, 1525, 
1219, 1037, 980 


644 


3 - 0 -CH2-CH2-CH2-CH2CI 


oil; ZR (film) : 
3355, 2938, 
1675. 1525. 
1225, 1037, 979 


645 


4-NHC! (=0) H 


m • 140 — 
1420C 


646 


3 -CHi . 4 OH 


mo* 159 — 

111 • ^/ . » Jk ^ 7 

1610C 


647 


3 CN 


m.D. : 200 - 

2020c 


648 


3-CHi, 4-0-iCiH7 


m.D* • 85 *• 
870C 


649 


3-Cl, 4 -OK 


m,p. : 160 - 

163^C 


650 


4-C(CH3)2CN 


m.p. : 83 - 

850c 


651 


3-CF3# 4 P 


m.p- : 60 - 

62*^C 



iO 



45 
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Table 2 




No. 


Am 


R 


Data 


1 


H 


CaHs 


oil; IR (£ilm)s 
3350, 2938, 
1671. 1525^ 
1463, 1091, 
1037, 979, 912, 


2 


2— CI 


V>2"5 


ill ' Jk * ' 

720C 


3 


3-Cl 


C2H5 


m.p. 106 - 
1070c 


4 


4-01 


C2H5 




5 


3 , 4-CI2 


C2Hs 


m.p. 120 - 

1220c 


6 


3 , 5-CI2 


C2HS 




7 


2,3,4-Cl3 


C2H5 




8 


3,4,5-Cl3 


C2H5 




9 


2 -Br 


C2H5 




10 


3-Br 


C2H5 




11 


4'-Br 


C2H5 


m.p. 107 - 
IO80C 


12 


2-NO2 


C2H5 




13 


3-NO2 


C2H5 




14 


4-NO2 


C2H5 




15 


2-CH3 


C2HS 




16 


3-CH3 


C2H5 




17 


4-CH3 


CjHs 


oil; IR (film); 
3350, 2937, 
1670, 1525, 
1514, 1463, 
1037, 979, 959, 
911, 822 


18 


2-4-(CH3)2 


C2H5 




19 


3,4-(CH3)2 


C2H5 
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20 


3.5-(CH3)2 


CaH^ j 






21 


3-i-C3H7 


C2HS 1 






22 


4-i-C3H7 


C2HS 




5 


23 


3-t-C4H9 


C2HS 






24 


4-t-C4H9 


C2HS 


m.p. 94 - 

950c 




25 


3-CH3, 4-t-C4H9 


C2HS 






26 


3-t-C4H9, 4-CH3 


C2HS 




10 


27 


3-OCH3 


C2H5 






28 


4-OCH3 


C2HS 


m.p, 96 - 

970c 




29 


3-0-i-C3H7 


C2H5 1 




15 


30 


4-0-i-C3H7 


mm 1 

C2HS 




31 


3-0-t-C4H9 


C2H5 






32 


4-0-t-C4H9 


C2H5 






33 


3-CF3 


C2H5 1 






34 


4-CF3 


CaHs 




20 


35 


3-OCF3 


C2HS ] 






36 


4-OCF3 


C2HS 






37 


3-S-t-C4H9 


C2H5 






38 


4-S-t-C4H9 


m m 1 

C2H5 




25 


39 


3 -C ( CH3 ) s=N0CH3 








A n 
40 


4-C \CH3 ) =N0CH3 


C2H5 






41 


H 








A *> 


2-Cx 


w« f*^ U 




30 


4 J 


J— CJ. 








44 


4-Ci 


M If 

n— C3H7 






45 


3 , 5-CI2 


U 

n-C3H7 






4o 


4 t 0 , 4— CI3 


n— C3H7 




35 


4 / 


ox 


n— C3H7 




4o 


J— Bt 


n— C3H7 






AO 


4~ojC 


n**^3n7 








A*^wn3 


I* t-3'*7 






SI 




lA ^3*17 




40 






n^^3**7 






53 










54 


4-CF3 


n-C3H7 






55 


4-0''t-C4H9 


n-C3H7 




45 


56 


4-OCF3 








57 


H 


i-C3H7 






58 


2-Cl 


i-C3H7 
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59 


3-Cl 


i-C3H7 




60 


4-Cl 






61 


3,5-Cl2 


i-C3H7 




62 


2,3,4-Cl3 


i-C3H7 




63 


2 -Br 


X-C3H7 




64 


3-Br 


i-C3H7 




65 


4-Br 


i-C3H7 




66 


2-CH3 


i-C3H7 




67 


3-CH3 


i-C3H7 




68 


4-CH5 


i-C3H7 




69 


4-t:-C4H9 


i-C3H7 




70 


4-CF3 


i-C3H7 




71 


4-0-t-C4H9 


i-C3H7 




72 


4-OCP3 


i-C3H7 




73 


2-Cl 


Cyclopropyl 




74 


3-Cl 


Cyclopropyl 




75 


3,4-Cl2 


Cyclopropyl 




76 


3 , 5-CI2 


Cyclopropyl 




77 


2,3,4-Cl3 


Cyclopropyl 




78 


2 -Br 


Cyclopropyl 




79 


3 -Br 


Cyclopropyl 




80 


4 -Br 


Cyclopropyl 




81 


2-CHj 


Cyclopropyl 




82 


3-CH3 


Cyclopropyl 




83 


4-CH3 


Cyclopropyl 




84 


4-CF3 


Cyclopropyl 




85 


4-0-t-C4H9 


Cyclopropyl 




86 


4-OCF3 


Cyclopropyl 




87 


4F . 


C2H5 


n>.p» 94 - 

950C 



The novel compounds are suitable as fungicides and insecticides* 



The £ungicidal conipounds according to the invention « or agents 
40 containing them# may be applied for instance in the form of 
directly spray able solutions, powders # suspensions (including 
high-percentage aqueous, oily or other suspensions), dispersions, 
emulsions, oil dispersions, pastes, dusts, broadcasting agents, 
or granules by spraying, atomizing, dusting# broadcasting or 
45 watering. The forms of application depend entirely on the purpose 
for which the agents are being used, but they must ensure as fine 
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a distribution of the active ingredients according to the inven- 
tion as possible* 

Normally, the plants are sprayed or dusted with the active ingre- 
5 dients or the seeds of the plants are treated with the active in- 
gredients* 



The fornvulations are produced in known manner, for example by 
extending the active ingredient with solvents and/or carriers, 

10 with or without the use of emulsifiers and dispersants; if water 
is used as solvent, it is also possible to employ other organic 
solvents as auxiliary solvents* Suitable auxiliaries for this 
purpose are solvents such as aromatics (e.g*, xylene) « chlori- 
nated aromatic s (e.g., chlorobenzenes) , paraffins (e.g*, crude 

15 oil fractions), alcohols (e.g., methanol, butanol), ketones 

(e*g*, cyclohexanone) , amines (e.g. , ethanolamine, dimethylforma- 
mide) , and water; carriers such as ground natural minerals (e«g«, 
kaolins, aluminas, talc emd chalk) and, groiind synthetic minerals 
(e«g., highly disperse silica and silicates); emulsifiers such as 

20 nonionic and anionic emulsifiers <e*g., polyoxyethylene fatty 
alcohol ethers, alkyl sulfonates and aryl sulfonates); and dis- 
persants such as lignin-sulf ite waste liquors and methylcellu- 
lose. 



25 Examples of surfactants are: alkali metal, alkaline earth metal 
and ammonium salts of aromatic sulfonic acids, e*g*, ligninsul- 
fonic acid, phenol sulfonic acid, naphtha lehesulfonic acid and 
dibutylnaphthalenesulf onic acid, and of fatty acids, alkyl and 
alkylaryl sulfonates, and alkyl, lauryl ether and fatty alcohol 

30 sulfates, and salts of sulfated hexadecanols, heptadecanols^ and 
octadecanols , salts of fatty alcohol glycol ethers, condensation 
products of sulfonated naphthalene and naphthalene derivatives 
with formaldehyde, condensation products of naphthalene or naph- 
thalenesulfonlc acids with phenol and formaldehyde, polyoxyethy- 

35 lene octylphenol ethers, ethoxylated isoocty Iphenol , ethoxylated 
octylphenol and ethoxylated nony Iphenol, alky Iphenol polyglycol 
ethers, tributylphenyl polyglycol ethers, alkylaryl polyether 
alcohols, isotridecyl alcohol, fatty alcohol ethylene oxide 
condensates, ethoxylated castor oil, polyoxyethylene alkyl 

40 ethers, ethoxylated polyoxypropylene, lauryl alcohol polyglycol 
ether acetal, sorbitol esters, lignin*sulfite waste licjuors and 
methyl cellulose. 



Powders, dusts and broadcasting agents may be prepared by mixing 
45 or grinding the active ingredients with a solid carrier. 



BASF AJcti«n9esalX0Ch4i£t O.Z. 0050/43498 

2104806 

46 

Granules, e«g. , coated, in^regnated or homogeneous greinules, may 
be prepared by bonding the active ingredients to solid carriers. 
Examples o£ solid carriers are mineral earths such as silicic 
acids, silica gels, silicates, talc, kaolin, attapulgus clay, 
5 limestone, lime, chalk, bole, loess, clay# dolomite# diatomaceous 
earth, calcium sulfate^ magnesium sulfate, magnesium oxide, 
ground plastics, fertilizers such as ammonium sulfate^ ammonium 
phosphate, ammonium nitrate, and ureas » and vegetable products 
such as grain meals, bark meal, wood meal, and nutshell meal, 
10 cellulosic powders, etc. 

Exan^les of formulations are given below. 

I* A solution of 90 parts by weight of compound no. 5 from Table 
15 1 (5/1) and 10 parts by weight of N-methyl-a-pyrrolidone, which 
is suitable for application in the form of very fine drops. 

II* A mixture of 20 parts by weight of compound no. 6/1, 

80 parts by weight of xylene, 10 parts by weight of the adduct of 

20 8 to 10 moles of ethylene oxide and 1 mole of oleic acid-N-mono- 
ethanolamide, 5 parts by weight of the calciiam salt of dodecyl- 
benzenesulfonic acid, and 5 parts by weight of the adduct of 40 
moles of ethylene oxide and 1 mole of castor oil. By finely 
dispersing the mixture in water, an aqueous dispersion is ob- 

25 tained. 

III. An aqrueous dispersion of 20 parts by weight of compound no. 
8/1, 40 parts by weight of cyclohexanone, 30 parts by weight of 
isobutanol, 20 parts by weight of the adduct of 40 moles of 

30 ethylene oxide and 1 mole of castor oil. 

IV. An aqueous dispersion of 20 parts by weight of compoimd no. 
9/1, 25 parts by weight of cyclohexanol, 65 parts lay weight of a 
mineral oil fraction having a boiling point between 210 and 280°C, 

35 and 10 parts by weight of the adduct of 40 moles of ethylene 
oxide and 1 mole of castor oil. 

V. A hammer-milled mixture of 80 parts by weight of compound no. 
10/1, 3 parts by weight of the sodium salt of diisobutylnaphtha- 

40 lene-a~sulfonic acid, 10 parts by weight of the sodium salt of a 
lignin-sulfonic acid obtained from a sulfite waste liquor, and 7 
parts by weight of powdered silica gel. By finely dispersing the 
mixture in water, a spray liquor is obtained. 



45 



BASF AJctienae04»ll0chA£t; O.Z. 0050/43498 

2104890 

47 

VX. Ah intimate mixture of 3 parts by weight o£ compound no. 
11/1 and 97 parts by weight of particulate kaolin. The dust 
contains 3wt% of the active ingredient. 

5 VII. An intimate mixture of 30 parts by weight of conq;>ound no. 
16/1/ 92 parts by weight of powdered silica gel and 8 parts by 
weight of paraffin oil sprayed onto the surface of this silica 
gel* This formulation of the active ingredient exhibits good 
adherence. 

10 

VIII. A stable aqueous dispersion of 40 parts by weight of com- 
pound no. 18/1/ 10 parts of the sodium salt of a phenolsulfonic 
acid-urea- formaldehyde condensate, 2 parts of silica gel and 48 
parts of water / which dispersion can be further diluted. 

15 

IX. A Stable oily dispersion of 20 parts by weight of coinpound 
no. 19/1, 2 parts by weight of the calcium salt of dodecylbenze- 
nesulf onic acid, 8 parts by weight of a fatty alcohol polyglycol 
ether / 2 parts by weight of the sodium salt of a phenolsulfonic 

20 acid-urea-formaldehyde condensate auid 68 parts by weight of a 
paraffinic mineral oil« 

The compounds are extremely effective on a broad spectrum of 
phytopathogenic fungi/ in particular those from the class con- 
25 sisting of the Ascomycetes and Basidiomycetes. Some of them have 
a systemic action and can be used as foliar and soil fungicides. 

The fungicidal coiqpounds are of particular Interest for control- 
ling a large number of fxingi in various crops or their seeds / 
30 especially wheats rye, bar ley / oats, rice, Indian corn/ lawns, 
cotton/ soybeans/ coffee* sugar cane, fruit and ornamentals in 
horticulture and viticult\ire« and in vegetables such as cucum- 
bers/ beans and cucurbits. 

35 The compounds are applied by treating the fungi or the seeds, 

plants or materials to be protected against fungus attack, or the 
soil with a fungicldally effective amoxmt of the active ingredi- 
ents* 

40 The active ingredients may be applied before or after infection 
of the materials # plants or seeds by the fungi. 

Specifically, the compounds I are suitable for controlling the 
following plant diseases: 

45 
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Erysiphe graminis in cereals, 

Erysiphe cichoracearum and Sphaerotheca fuXicfinea in cucurbits, 
Podosphaera leucotricha in apples, 
Uncinula necator in vines, 
5 Puccinia species in cereals, 
Rhizoctonia solan! in cotton, 
Ustilago species in cereals and sugar cane, 
Venturia inaequalis (scab) in apples, 
Helminthosporium species in cereals, 
10 Sept or ia nodorum in wheat, 

Botrytis cinerea (gray mold) in strawberries and grapes, 
Cercospora arachidicola in groundnuts, 

Pseudocercosporella herpotrichoides in wheat and barley, 
Pyricularia oryzae in rice, 
15 Phytophthora infestans in potatoes and tomatoes, 
Fusarium and verticillium species in various plants, 
Plasmopara viticola in grapes, 
Alternaria species in fruit and vegetables, 

20 The novel compounds may also be used for protecting materials 
(timber) , for example against Paecilomyces variotii. 

The fungicidal agents generally contain from 0*1 to 95, and pre- 
ferably from 0.5 to 90, wt% of active ingredient* 

25 

The application rates depend on the type of effect desired, and 
vary from 0.02 to 3 kg/ha. 

When the active ingredients are used for treating seed, rates of 
30 from 0.001 to 50, and preferably from 0.01 to 10, g per kg of 
seed are generally recjuired. 

When the agents according to the invention are used as fungi- 
cides, they may be applied together with other active ingredi- 
35 ents, for example herbicides, insecticides, growth regulators^ 

other fungicides and fertilizers. 

when mixed with other fungicides, the spectrum of fungicidal ac- 
tion is frequently increased. 



40 



Use examples 



For the following use examples the conv>A^ative substances 
employed were methyl 2-methoximino-2- [2 ' - < 1 " - { 1" ' -naph- 
45 thyl) -1' '-methyl )-iminooxymethyl]-phenyiacetate (A), methyl 2-me 
thoximino-2- [2' - (1 (2" '-naphthyl) -1' '-methyl) -iminooxyraethyl] 
phenylacetate (B) and methyl 2-methoximino-2-[2'-<l"'-(l" 
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phenyl '-methyl) -iminooxymethy 11 -phenylacetate (C) - all known 
from EP 463 488. 



5 Use Exan^le 1 

Action on Fusariiim culmorum in wheat 

Leaves of pot -grown wheat seedlings of the "Kanzler" variety were 
10 sprayed to mnoff with aqueous li<iuors containing (dry basis) 80% 
of active ingredient and 20% of emulsifier. The following day 
they were inoculated with a spore suspension of Fusarium culmorum 
and then placed in a climatic cabinet of high hiomidity (> 90%) at 
22-24^0 • The extent of fungus spread was assessed visually after 6 
15 days* 



Active ingredient 


Leaf attack in % after ap- 
plication of aqueous for- 
mulations containing 500 ppm 
of active ingredient 


Table 1, No. 1 


0 


Table 1, No. 2 


5 


Comparative product A 


70 


Comparative product B 


25 


Untreated 


70 



30 



35 



40 



45 



hASW AktienaaMlltfctxaft: 



O.Z. 0050/43498 



50 210480S 

Use Example 2 

Action on Plasmopara viticola 

Leaves of potted vines of the Muiier-Thurgau variety were sprayed 
5 with aqueous suspensions containing (dry basis) 80% o£ active 
ingredient and 20% of emulsifier. To assess the duration of 
action^ the plants were set up, after the sprayed-on layer had 
dried, for 8 days in the greenhouse. Then the leaves were infec- 
ted with a zoospore suspension of Plasmopara viticola. The plants 

10 were first placed for 48 hours in a water vapor-saturated chamber 
at 24*^0 and then in a greenhouse for 5 days at from 20 to 30^C, To 
accelerate and intensify the sporangiophore discharge, the plants 
were then again placed in the moist chamber for 16 hours. The 
extent of fungus attack was then assessed on the iindersides of 

15 the leaves. 



Active ingredient 


Leaf attack in % after ap- 
plication of aqueous for- 
mulations containing 16 ppm 
o£ active ingredient 


Table 1, NO, 5 


5 


Table 1, No. 19 


0 


Table 1, No. 63 


5 


Table 1, No. 74 


15 


Table 1, No. 118 


5 


Table 1/ NO. 228 


5 


Table 1, No. 282 


0 


Table 1, No. 283 


5 


Comparative product C 


25 


Untreated 


70 



35 



40 



45 
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Use example 3 

Action on wheat brown rust 



5 Leaves of pot -grown wheat seedlings of the 'Fruhgold" variety 
were dusted with spores of bro\m rust [Puccinia recondita) . The 
pots were then placed for 24 hours at 20 to 22°C in a high-hxamid- 
ity (90 - 95%) chamber. During this period the spores germinated 
and the germ tubes penetrated the leaf tissue* The infected 

10 plants were then sprayed to rxmof f with aqueous liquors contain- 
ing (dry basis) 80% of active ingredient and 20% of emulsifier. 
After the sprayed-on layer had dried^ the plants were set up in 
the greenhouse at 20 to 22^C and a relative humidity o£ 65 to 70%. 
The extent of rust fungus spread on the leaves was assessed after 

15 8 days« 



30 



Active ingredient 


Leaf attack in % after ap- 
plication of aotueous for- 
mulations containing 63 ppm 
of active ingredient 


Table 1, No. 1 


0 


Table 1, No. 2 


5 


Table 1, NO. 19 


15 


Table 1, No. 63 


0 


Table 1, No. 118 


5 


Table 1. No, 282 


0 


Table 1, No. 283 


0 


Comparative product A 


35 


Comparative product B 


25 


Comparative product C 


65 


Untreated 


65 



The results obtained in these coiiq;>arative experiments show that 
the active ingredients from Table 1, Nos. 1^ 2, 5, 19, S3, 74, 
IIB, 228, 282 and 283, when applied in the stated concentrations 
in spray liquors, have a better fungicidal action than the prior 
art comparative active ingredients A« B and C. 



45 
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We claim: 

1* An N-methylaxnide of the formula I 



2104S0S 



5 



10 



30 



35 



40 



45 



NiiidirOCHj 



Am 



CH3 ^ 

15 where 

R is Ci-C3-alkyl or cyclopropyl, 

A is identical or different and is hydrogen, halogen, 
20 cyano, nitro, Ci-C^-alkyl, C^-Cg-cycloalkyl , ORi, Ca-Ce-cy- 

cloalkyloKy# Ci-Cs-haloalkyl, Ci-Ce-haloalkyloxy, Ca-Ce-al- 
kenyl^ C2-C6-alkenyloxy, C2-C6-al)Q^nyl, Ci-Ce-alkoxy- 
Ci-Cg-alkyl, cyano-Ci-Cs--al)cy 1 , nitro-*Ci-C6-al)Qrl, phenyl, 
phenoxy, C(0)Ri^ CO2RI. C(0)NRiR2, C(S)NRiR2, NR1R2, 
25 NRiC(0)R2, NRICO2R2, OC(0)Ri, SRi, S(0)Ri, S<0)2Ri, 

-CiRl)=NR2, -N=:CRiR2, 



1 



nor' 



Xn — B.^ 

where R^, R2 and R^ are identical or different and each is 
hydrogen or Ci-Ce-alkyl and X is S, O or NB? and n is 0 
of 1 and two of the groups Am in adjacent positions may 
be -CHsCH-CH-CH- and 

m is 1, 2 or 3 » with the exception of compoimds of the for- 
mula I in which 

R is methyl £uid 

Am is 2-chloro, 3-chloro, 4-chloro, 3 , 5-dichloro, 

2,3,4-trichloro, 2-methyl, 4-methyl, 3-bromo, 4-nitro or 
hydrogen, and with the exception of conqpoiinds of the for- 
mula I in which 
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R xs cyclopropyl and 



Am is hydrogen, 4-chloro, 4-tert- -butyl or 4-metho3Q^* 



5 2. An N-methylamide of the formula la 




where 



H is methyl/ ethyl , n-prppyl or isopropyl, 

20 

A^, A^, A^/ A^ and A^ are identical or different and each 
is hydrogen, halogen, cyano, nitre, Ci-Ce-alkyl, Ca-C^-cy- 
cloalkyl, OR*, Ca-C^-cycloallQrloxy, Ci-Ctf-haloalkyl, 
Ci-C6-haloalkyloxy, Ci-C^-alkeny 1 , Cj-C^-alkenyloxy, 
C2-C6-alkynyl, Ci~C6-alkoxy-Ci-C6-alkyl , cyano-Ci-Ce-alkyl , 
nitro-Ci-C6--alkyl, phenyl, phenoxy, C(0)R^ CO2R*, C(0)NR*R^, 

C(S)NR»R2, NR^R2, NR»C(0)R2, NR'COaR*, OC(0)R^SRi, S(0)R^ 
S(0)2R^ 

30 

C =NOR* 

I 

35 Xn— R2 

where Ri, r2 and R^ are identical or different and each is hy- 
drogen or Ci-Ce-alkyl and X is S, O or NR^ and n is 0 or 1, 
and two of the groups A^ to A^ in adjacent positions may be 
40 -.CH=:CH-CHaCH-, 



with the proviso that 



45 



a) two to four of the substituents A^ to A^ are hydrogen. 
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b) two to three o£ the svibstituents to are hydrogen 
when one o£ the substituents A^ to A^ is CI, Br, NO2 or 
CH3, 

5 c) one of the halogen atoms is F or Br when a^+a^ or A^-i-A^+A^ 

are at the same time halogen* 



XO 



30 



25 



30 



40 



An N-tnethylaiaidie o£ the formula Xa as set forth in claim 2, 
where 

R is methyl, ethyl, n-propyl or isopropyl. 



A^, A^, A^, A'l and A^ are identical or different and each is 
hydrogen, halogen, nitro, cyano, Ci-Ce-allQ^l , Ci-Cs-alkosQr, 
15 Ci-Ce-alkoxyalky 1 , Ci-C^-haloalkyl, Ci-C$-haloalkow 
or 



C=NOR^ 



r2 



where R^ and R^ are identical of different and each is hydro- 
gen or Ci-Cfi-alkyl, with the proviso that 

a) two to four of the substituents A^ to A^ are hydrogen, 

b) two to three of the substituents A^ to A^ are hydrogen 
when one of the substituents A^ to A^ is CI, Br^ NO2 or 
CH3, 

c) one of the halogen atoms is F or Br when A^-fA^ or A^-fA^-fA^ 
are at the same time halogen. 

4. An N-methylcunide of the formula Xa as set forth in claim 2, 
^3 where R is methyl, a', a4 and A^ are hydrogen and Ai and A^ 
are -CHsCH-CHaCH-. 



5, An N-methylamide of the formula Xa as set forth in claim 2, 
where R is methyl, A^, A^ and A^ are hydrogen and A^ and A^ 
are -CHaCH-CHaCH- . 



6. 

45 



A fungicide containing an inert carrier and a fungicidally 
effective amount of an M-methylamide of the formula X as set 
forth in claim 1. 
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7. A process for combating fungi, wherein the fungi or the mate- 
rials, plants, seed or the soil tlireatened by fungus attack 
are treated with a fungicidally effective amount of a com- 
pound of the formula I as set forth in claim 1* 



